. Calculated equilibrium concentrations (mM) of each of the constituent ions for the shakeflask outlined in Scheme 1, main text, (aqueous phase of 100 mM HCl; organic phase of 10 mM LiTB and 2.5 mM DMFc in 1,2-DCE) for the initial partition of the electrolyte ions and at a time (t = x) when full conversion of DMFc to DMFc + (and concomitant consumption of protons) has taken place. [A] Partitioning ion (s1) and (s2), respectively.
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Optimisation of the quantities of catalytic microparticles required for biphasic HER kinetics studies The rate of reaction for the catalyzed biphasic HER by can be written as 
whereas, for Pt, W 2 C and WC microparticles the logarithm of the rate of reaction reads .
Derivation of the Nernst equation for the biphasic hydrogen evolution reaction
The global reaction for biphasic hydrogen evolution reads 
The z For a real gas, such as H 2 , the chemical potential for a given pressure may be expressed with regard to a standard pressure value, p 0 , of 1 bar as (s3) 2013 where f is the fugacity, a term that takes into account the partial pressure of the real gas and deviations of its behaviour with respect to an ideal gas.
When an electrochemical cell is balanced against an external source of potential, and the entire system is at equilibrium, then the Gibbs energy ( ΔG) for a reaction is zero and
where n i and n j and the stoichiometric coefficients for the product and reactant species, respectively.
Thus, the Gibbs energy of the PCET reaction outlined in eqn (S4) at equilibrium can be expressed in terms of the electrochemical potentials of each of the reactant and product species and is
In turn, eqn (S9) leads directly to
Rearranging eqn (S10) we get
The following factors are taken into consideration: 
